ELECTRONIC SUPPLEMENTARY INFORMATION
The preparation of this compound was based on a method by Hansen. 1 At 0 °C, to a stirred solution of 2,4,6-trimethylpyrylium tetrafluoroborate 5 (2.36 g, 11.2 mmol, 1.00 eq.) in THF (40 mL) was added by cannula a solution of lithium (diphenylphosphino)cyclopentadienide 4 (5.76 g, 22.5 mmol, 2.00 eq.) in THF (40 mL). After stirring for 1 h, under an atmosphere of argon, the solution was filtered through a pad of silica, washing through with ethyl acetate (40 mL), and was concentrated under reduced pressure to give the crude diphenyl (4,6,8-trimethylazulen-2-yl) phosphine 6, which on this scale could not be completely purified by column chromatography (0→2% EtOAc in petroleum ether) or recrystallisation (EtOH).
Thus, at 0 °C, to a stirred solution of the impure diphenyl(4,6,8-trimethylazulen-2-yl)phosphine 6 (1.06 g, <2.98 mmol, 1.00 eq.) in THF (10 mL) was added hydrogen peroxide solution (35% wt. in H 2 O, 0.350 mL, 3.57 mmol, 1.20 eq.), and allowed to stir for 25 min, before the addition of Na 2 S 2 O 3(aq) (10 wt. %, 10 mL) to quench excess hydrogen peroxide. The aqueous solution was extracted with CHCl 3 (2 × 10 mL), and the combined organic extracts were dried over anhydrous MgSO 4 , and filtered. The filtrate was concentrated under reduced pressure to give the crude product, which was purified by column chromatography (50→100% EtOAc in petroleum ether) and recrystallisation (4:1 THF/hexane) to give diphenyl (4,6,8-trimethylazulen-2-yl) phosphine oxide 7 (54 mg, 0.145 mmol, 1.3%) as purple plates (m.p. 181-183 °C);
Boranyldiphenyl(4,6,8-trimethylazulen-2-yl)phosphine 8
The preparation of this compound was based on a method by Hansen. mmol, 4.00 eq.) in THF (5.0 mL) was added portionwise 4-methoxy-2,6-dimethylpyrylium tetrafluoroborate 9 1 (300 mg, 1.33 mmol, 1.00 eq.), and the mixture was stirred at -5 °C for 20 min, changing in colour to deep purple. The mixture was then stirred at 60 °C for 15 h, and then allowed to cool to r.t., and poured onto crushed ice. The aqueous mixture was extracted with ethyl acetate (2 × 50 mL), and the combined organic extracts were dried over anhydrous MgSO 4 , and filtered. The filtrate was concentrated under reduced pressure to give crude (6-methoxy-4,8-dimethylazulen-2-yl) diphenylphosphine 10, which could not be completely purified by column chromatography (0→1% EtOAc in petroleum ether). Thus, at r.t., to a stirred solution of the impure (6-methoxy-4,8-dimethylazulen-2-yl)diphenylphosphine 10 (93 mg, <0.251 mmol, 1.00 eq.) in THF (2.0 mL) was added hydrogen peroxide (35 wt. % in H 2 O, 120 µL, 1.26 mmol, 5.00 eq.), and the mixture was allowed to stir for 2 h.
The reaction was quenched by the addition of Na 2 S 2 O 3(aq) (10 wt. % in H 2 O, 2.0 mL), and to this was added ethyl acetate (20 mL), and the phases were separated. The
